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1 
This application is a division of abandoned 
app!i_c.tion_Se.r. N. o. V98 fl!e. Fçbrua .. 12, 19.48. 
p0und 0£th acety!çn eres. with çk! cr- 
bol» or coa . carbony wit. the ao/0 an 
acid and of  hyçy comprend wCh ço.ntins 
t least one lççholq hydroy gGup a. a 
least one. carbçn, chain with a. ledit. 12 cabçn 
atoms. In ts me there are obtained from 
compods Cntang  gr0p 
esters containg thegroupg 
o 
ccc  " 
  o 
hxy- opçu  hyi the. rl 
HOs.er. tUes of sc an este. w!h the 
ole. carb0li cid. ih aceçylÇ eCe re 
xtus o acryh acid eses- an free ac!ic 
acid. 
-a cm0nnd oï thç. açelençseri acetkene 
ie la the pefered. artin mar, ia. 
eer, thee may lso. be Uçd as 
subsituted actylene s,.such a m¢tlacetyleç, 
etl-aceylene, phenyl-acetylene, vinyl-acety- 
le, divinyl-aceylene, isopropyl-acetylene, 1- 
tcyolehexene-(1)-; and also alnols or 
alne-diMs such as butinç-(1) o1-(4), petene- 
(3>-lne-(l)-M-(5), and also ethers or esers 
thereof or products obainable therefrQm by de- 
hyd.raion; furhrme 0nes.0f the aceylene 
series, such  exene-(3) -ine-(5)-one-(2) ; alto 
propiohc acid esters or other aceyle carboxyHc 
acid esters, such s searoHc acid esters, dehy- 
dro-uue.Cç acd esters, uneceh acd esters, 
behenolic cid es&ers. ere re also t0 be men- 
ioned among aceylene compounds which may 
be used as starting maerials alnMs derived 
from seroid eone, uch s. eQçn¢,. Qr 
f-rom etr!ones  the at. ç 
eng. he hydrexy çomouds wch coain 
one carbon chain witha lë12 eárb as 
fo be used as starMng, mteials in the invention 
ther m. be çntÇnç  oHÇg alcohÇls: 
uu alcohol, cetyl alcohol, ocadecyl alohol, 
m0ntu alc0h01; furhë e fo0g har0x 
compoas: Har0-ronë acïS SuCh as 
ricinole¢ acia 0r he hdr0LseriJ acid ob- 
taiuable by th e hdrogç0 of rlç!oleic acid; 
ters and ades o hdroy-cab0xylic acids, 
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oçtaecy! ric..io.lçate astor. off, tl-hydrox» 
stearic cid ceyl  eser li,-hydryseari acid 
wih" Carb0ylic acids, especiÏly ghez- fatty 
5 cids such as tauric, acid -hyd0xy-eyi, 
stearic cf rhyrox-yéthl escer, behéc ac 
-hydroxyëhyl ester, montanic acid. -hdroxy- 
ehl  eser mono- or diglycerides of hfger 
cids, for example of tearic d» oleic acid, 
10 iinolei« acid r-lolenic acid, such as Hee@ off 
aty  acid monoglyceride or. iéed it.. a.tty cid 
diglycérie;hydxyàikyl amies of higherçftY 
acids, such as searic aid -hydroxyehylaide; 
ïUrther hYdrox-Y=alkyt-toeth¢s such a s hy- 
15 droxy-eth$-d0decyl-thioethe. 
ere may be used as aci in the present i,n- 
vendn, ïor: exaPlé., hydrohh acids; esecal 
hydrocoriç, acid but lsq Phosph.qric acid. or 
açetic acid ey are advantaÇeousl  .ed-in 
0 aqueous solution. 
Thç con: o. the nveniqn ma be carried 
ou by xg the reactants geher af room 
tdmperature r af a raised temerdhre, i de- 
si.red in a pressuré vessel. en àcetyléne and 
25 niekel:Caçbony-l-reused as-staz mat.iàB the 
reaCtion may be carried'out af rob 
or. a moderàtet ised- tempërature, fo r- êxale, 
at 30-80i C. nder.atosphCcpessure or unfldr 
superamêpheic pressui'e. For example, 
0 ylene maY/b e intç0duced into d mixture of he 
hydroxy compound and the acid and the ckel 
arbonoel introducêd dropwise dt thé sdme tiè. 
If is stïil more adantageou s t0 ix the'h-yd0. 
comPoupd» aqd and cel carbonyl t0gçther. If 
35 desired, with. the addition o a s01vent prefë, 
ably a n inert one. an d fo agitate the xureh 
aeeylene in a suitable àgîtating aakus 
slightiy supeam0sph¢c prsure 
actyldnésb- loC dCiviy: for exaplë, ï- 
carbonyl, especially ckel carbonyl, af a raised 
temperature, for example, aU 5120  C., the use 
of the easfly volati!e. çk¢l qÇtboBy. g if 
45 For h. purpos¢ of worBg under tmpphelc 
çQPOUn  les , mol of nee! 
acid ad. af least 1 mol of the hydrcxy c0 = 
50 eund. Wheu he reacti i Codudtëd 'ï-:a 
resaure vssei aa raied temeraé, 
carbonyl ma he euped, çt arbgn. 
mus be preaen in ecess. ! is. al, o fo 
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when the latter is conducted ata raised temper- 
ature and under pressure, by working in the 
presence of metallic nickel or cobalt or a sali 
thereof, especially a halide, with the addition 
of an excess of carbon monoxide. In this case 
only small quantities of nickel or cobalt or a salt 
thereof are necessary, as these additions act as 
catalysts. 
The process may be conducted discontinuously 
or continuously. 
As already stated the products oï the inven- 
tion consist predominantly of esters of carboxylic 
acids which contain a double bond in the 
position, if desired, in admixture with the car- 
boxylic acids from which the esters are derived. 
When necessary, the free oleflne carboxylic acids 
presenç in the reaction mixture may be sub- 
sequently esterifled. This may be brought about 
in the usual manner, for example, by distilling 
off the water present in the reaction mixture, 
and heating the mixture containing the oleflne 
carboxylic acid and the alcohol until the esterifl- 
cation ceases. The water may be removed dur- 
ing the esteriflcation azeotropically or, in the 
case of high boiling alcohols, by evacuation. 
Owing fo the reactive double bond thë prod- 
ucts of the invention are suitable, for example, 
as intermediate products, for instance, for the 
manufacture of polymerisates. The acrylic acid 
esters obtainable, for example, from acetylene, 
polymerise with the application of heat, espe- 
cially in the presence of a polymerlsation accel- 
erator, such as benzoyl peroxide, whereby poly- 
merisates are obtanied whose properties depend 
on the choice of the starting materials. 
Such polymeric acrylic acid esters can be used 
for producing coatings on textiles or paper, and 
also as artiflcial substances or adhesives or as 
constituents of lacquers,, artiflcial masses or the 
like. Acrylic acid esters obtained by the in- 
vention and containing an aliphatic residue of 
af least 16 carbon atoms can be used, either 
in monomeric or polymeric form, for improving 
textiles, especially for dressing them and impart- 
ing hydrophobic properties thereto. To this end 
the textiles may, for example, be impregnated 
with solutions of the polymeric ester in organic 
solvents or with aqueous dispersions thereof, and 
dried at a raised temperature. Alternatively, 
suitable monomeric acrylic acid esters, especially 
those which polymerize easily, may be applied 
to the textile material, and polymerized on the 
flber at a raised temperature in the presence 
of a substance which accelerates the polymerisa- 
tion. 
The following examples fllustrate the inven- 
tion, the parts being by weight unless otherwise 
stated, and the relationship of parts by weight 
fo parts by volume being the same as that of the 
kflogram to the liter: 
74 parts of hardened castor off are dissolved 
with heat in a mixture of 135 parts of benzene 
and 115 parts of benzine. The warm solution, 
after the addition of 18 parts of concentrated 
hydrochloric acid (density=l.199) and 10 parts 
of nickel carbonyl, is agitated with acetylene 
untfl the gas is no longer absorbed. Af the out- 
set the color changes towards dark brown, and 
as the reaction proceeds the color becomes pale 
again and solid NiC12 separates, while there is a 
considerable spontaneous libiration of heat. 
After cooling, the whole is flltered to remove 
the precipitated nickel chloride, and the solvent 
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is removed by distillation under reduced pres- 
sure. 
There are obtained 80 parts of the triacrylic 
acid ester of the hydrogenated castor off, which 
5 is easily soluble in most solvents. The chief con- 
stituent of the new ester corresponds to the 
formula 
O 
10 CH--0----(CH)o--C H--(CH)--CH 
--C--CH=CH 
0 0 
H--C--0-- --(CH)m--CH--(C H2)--C H 
15 --C--CH=C H 
C H--0----(C H)Io--CH--(C H)--CH 
0--C--CHCH 
By heating it on the water-bath in the presence 
of a small quantity of benzoyl peroxide (for ex- 
ample, 0.1 per cent.) the new ester polymerises 
25 in a short rime (3-10 minutes), yielding a horny 
friable mass. Instead of hardened castor off 
octadecyl glycollate or the :methyl ester of «-hy- 
droxy stearic acid or 11-hydroxy-stearic acid 
cetyl ester or the ricinoleic ester of stearic acid 
3o diglyceride may be used in a similar manner. 
Example 2 
A warm solution of 73 parts of castor off in 
230 parts of benzene is mixed with 18 parts of 
35 concentrated hydrochloric acid and 10 parts of 
nickel carbonyl, and the mixture is agitated with 
acetylene as described in Example 1. The whole 
is flltered fo remove precipitated nickel chloride 
and heated for a further 2 hours af the boil 
40 while the water liberated during the reaction Is 
separated with the aid of one of the known de- 
vices, and then the benzene is distilled off under 
reduced pressure. 
78 parts of the triacrylic acid ester oï castor 
45 off remain behind in the form oï an off easily 
soluble in most solvents. The chier constituents 
of the new ester bas the ïormula 
O 
50 0 0----CHCH 
CH--0-- [--(CH)--CH=C H--C H- H--(CH)_CH 
  
H--C-- 0----(CH) --CHC H--CHr-Ç H--(CH)--C H 
H--0-- [--(C H)--CH=C H--C Hr-CII--(CH)_C H 
--C--CH=CH 
By heating it on the water-bath in the presence 
of a small quantity of benzoyl peroxide (for ex- 
ample, 0.1 per cent.) a horny solid polymerisate 
ç. is obtained in a short time. 
Exemple 3 
A solution of 164 parts of commercial stearic 
acid diglyceride in 260 parts of benzens having 
70 a temperature of 50-60 ° C. is agitated with acet- 
ylene with the addition of 18 parts of concen- 
trated hydrochloric acid (density----1.199) and 10 
parts of nickel carbonyl. When the gas is no 
longer absorbed, the mixture is worked up as 
75 desçribed in Example 2. 



Thexe': are.obtsined 159160: la.ts; off: the:acrY], 
sdd]gtycerld: ofthe fo. 
o ro , 
(wherein. 
O. 
X 10 
is the. acyl radical of commerçial. searic acid), 
whi¢ls.aSçmass, a!çe being cooled. If melçs 
eflY when hCated on the water-bh, ad dis- 
soles: well'.i the usuaI solvens. Uon the addi= 
tio of a small qantiW of benzoyl eroxtde (for t5 
eXç]e,. 0.! er cent) a viscous off ls graday 
f0ed,, which upon_fher haing (- hour) 
Js: conveted.in a. slip,, slightl g¢]atino prod= 
uct, Ai ordlnary çemeratue the resulting poly= 
mIsate  solid and somewha barder çhan the 20 
tartg. material, but rather springly lubl in 
orgnic solvençs. 
Example 4 
11514:. parts of a OEglyceride (molecar weight 5 
abou 493)- obtained by the- reaction of commer- 
ciul linseed off with glycerine ure dsold in 
178 parts of benzene and, after the addition of 
18 par of concentrted hydrochloric acid (den- 
siby=l.199), and 10 parts of nickel carbonyl,, the 30 
solution having a temperature of 5060" C. is 
agitated: With acetylene untfl the gas is no longer 
absorbed. 
ter worng up the product, as described i 
Example 2 there are obtaed 100 par of an a5 
easily mobile oil, which after beg heted on the 
water-bath for about aA-1 hour with the addition 
of  sma quantity of beoyl peroxide  con- 
ver into a sort, britfle, trituratable poler- 
a. In a sfla mater a diglyceride ïrom 40 
beoic acid. may be used as srtg material. 
ExampIe 5 
42 pr of commercial glycerine mono-stear- 
are are dissolved in 1-35 par of beene having 
a temperature of 50OE0  C., and then mixed with 45 
18 par oI concentrated hyochloric acid (den- 
sity=l:99) and 10 pur of: ckel curbonyl nd 
agitated with acetylene. en the absorption 

Exaraple  6 
87- pavts:: of .commercial ricino!elc, acii«:a.nd:i 10:0 
pa.rts o, an:. ordinarycommercialmixture, cons- 
ing predomantly, of oeadecyl, alcohol and: a 
uller qantity, of cetyl alcohol: .e. heated in 
the.lpresence of 160 par:of, beene and 
of: concentated suic acid (density=l.8.): for 
6.hos. a.the boil in a re apparatus, we 
the condeate is allowed fo return  the 
fication veel: after psing throh w water- 
removing device. 
The reaction product is: neutralsed with calr 
cium carbonate and a small qantiy of. sodium 
carbonate solution, filtered whilewarm, and used 
dectly for acrylation. 
One hall of the solution of the ricinoleic acid 
ester prepared as described above, which contai 
aut 100 pts of the. ester, is heated  50-60  
C., then med with 18 par of concentated 
hydrochloric acid (density=l.199) and 10 par 
of nickel carbonyl, and immediately agitated with 
acetylene. en the absorption of the g has 
ceased, e filtered reacon product is hea 
under-reflux for 2 hours, whilethe waterspt off 
d.g the esteyification is removed from the con- 
densate returng to the estercation vessel by 
means of a water=removg device. e solvent 
is then remod by dtlation under reduced 
pressure. ere remain as a residue 82.9. pts 
of e new ester in the form of a. pale. br.o 0il. 
It consists of a.mixture of the ester of the formula 
O 
CH 0--(CH)--CHCHCHÇH--(CH) CH 
--C--CHCH 
and o the  ester o the ïormula ,I 
O 
C O--$--(C)CC --C--C--(C )--C 
--C--CC 
By heating the easi mobile off for ablOUl 2-3 
hours On the- wa-bathl in the penCe o, a 
small quantity of benzoyl peroxide (fo exampe, 
0.i I per cent) if is conted into a vey viscous 

of: the gas ha.s ceased,, the whole is flltered, and 
the reaction solution is heated for 2 hoUrs at the 
boil under reflux and while separating the water 
produced during the reaction. The solvent is 
then removed by distillation under reduced pres- 
sure leaving as a residue 42.5 parts of the acryl- 
ated product. After cooling, the resulting mono- 
stearic acid diacrylic acid glyceride of the formula 
O 
(0 -- '-- CHCH)I 
C H 
O--C--R 
Il 
0 
(wherein 
o 65 
is the acyl radical of commercial stearic acid) is 
salve-like and easfly soluble in most solvens. 
When heated ïor a short rime on the water-bath 70 
ater the addition of a small quantity of a poly- 
merisation caçlyst (for example,l 0. per cent 
oïbenzoyl peroxide), the easily mobile oii changes 
into a stiïï insoluble polmerisate. It can: be 
use( for rendering textiles water repellent.. 

oil, which is resinous after being cooled. The 
50 polymerisate dissolves fairly well in organic sol- 
vents such as benzene, etc. 
ExampIe 7 
A solution, heated fo 40-50 ° C., of 80 parts of 
55 ricinoleic acid isopropyl estr (boiling af 195= 
206 ° C. under 5 mm. pressure) in 135 parts of 
benzene is mixed with 18 parts of concentrated 
hydrochloric acid (density----1.199) and 10 parts 
of nickel carbonyl. The mixture is agitated-with 
6O acetylene until gas is no longer absorbed. After 
cooling the whole is flltered and further treated 
in the manner described in Example 6. 
The resulting O-acrylic actd ricinoleic, acid ts0- 
popyl ester may be purified.,by disfllation tmder 
a high vacuum. In addition fo an undis£illable 
residue of a.polymeric product, it is obtained in a 
yieldof 65 per cent., and boils af 179-187 °. C. under 
0..1 mm. pressure. 
The polmerisate is a visc.ous oil or a r.esin 
pending on the period of polymerisati0n. 
Eiamplç 8 
100 parts of commercial sodium stearate are 
.converted into the ethylene gl:col monostearic 
75 acid eter by being heated_with. 100 parts of ethr 
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7 
ylene chlorhydrin and 83 parts of decalin with 
the addition of 10 parts of sodium iodide. 
When recrystallised from methanol and a small 
quantity of acetone, ehyl acetate or peroleum 
ether the ester melts at 63.5-64 ° C. 
A warm mixture of 77 parts of ethylene glycol 
monostearic acid ester in 175 parts of benzene is 
agitated with acetylene in the manner described 
in Example 1 with the addition of 18 parts of con- 
centrated hydrochloric acid (density:l.199) and 
10 parts of nickel carbonyl until the gas is no 
longer absorbed. Af ter working up in the man- 
ner described in Example 6, there are obtained 
83 parts of steaic acid acrylic acid ethylene glycol 
ester of the formula 
O 
CHrCH--C O 
O--CH--CH2--O----R 

wherein 

O 
is t.he acyl radical of commercial stearic acid. 
The new ester is a salve-like m,ss and dissolves 
well in most solvents. By mixing the ester, lique- 
fled by slightly heating if, with a small quantity 
of benzoyl peroxide (for example, O.1 per cent.) 
if is converted after being heated for a short rime 
(about 6-8 minutes) into a viscous oil, which after 
being further heated on the water bath (3-1/2 
hours) foïns a jelly. When cold the polymer- 
isate is wax-like. When highly polymerised it is 
practically no longer sol.uble in any organic sol- 
vents and merely swells therein. !nstead of eth- 
ylene glycol monostearic acid ester another ester 
of ethylene glycol, for instance, the lauric acid 
ester or the capric acid ester may be used. More- 
over, in the above reaction the hydrochloric acid 
may be replaced by anhydrous acetic acld. 
Example 9 
92 parts of montanic acid (acid number----146.4, 
saponiflcation number----175.2, and ester hum- 
ber-----28.8), are dissolved with heat in 50 parts of 
alcohol and 175 parts of benzene, and a warm 
solution of 9.6 parts of sodium hydroxide in 20 
parts of water and 50 parts of alcohol is then add- 
ed fo the hot solution while stirring strongly. 
The mixture which immediately becomes stiff 
is evaporated fo dryness,-flnally af 100 ° C. under 
reduced pressure. 
1OO parts of sodium montanate are heated grad- 
ually to 120 ° C., while stirring, with 80 parts of 
ethylene chlorhydrin in 130 parts of decalin with 
the addition of 10 parts of sodium iodide. The 
whole is stirred for 16 hours af 120-125 ° C. The 
mass which is af flrst pasty becomes thinly fluid 
as sodium chloride separates. The reaction mix- 
ture is flltered while hot, residual sodium chloride 
is removed by washing with hot decalin, and the 
.united solutions ari freed from excess of glycol 
chlorhydrin and solvent by distillation. The re- 
sidual oil solidifies fo a stiif mass after cooling. 
The yield amounts fo 99-100 parts. 
96 parts of the ethylene glycol monomontanic 
acid ester are dissolved in 265 parts of benzene 
with heat and, after the addition of 18 parts of 
concentrated hydrochloric acid (density=l.199) 
and l0 parts of nickel carbonyl, agitated with 
acetylene in the manner described in Example 1 
until gas is no longer absorbed. The whole is fll- 
tered hot fo remove precipitated nickel chloride, 
and boiled for 2 hours under reflux as described 
in Example 6. The solvent is then removed by 

8 
distillation under reduced pressure. After cool- 
ing, there are obtained 94 parts of a wax-like sub- 
stance. The montanic acid acrylic acid glycol 
ester melts when moderately heated on the water 
5 bath and is easily converted into an infusible poly- 
meric mass by the addition of a small quantity of 
benzoyl peroxide (for example, O.1 per cent.), 
which mass is no longer soluble in organic sol- 
vents. 
10 Example 10 
60.5 parts of an ordinary commercial mixture 
consisting predominantly of octadecyl alcohol 
and a small quantity of cetyl alcohol (hydroxyl 
number=217 and saponiflcation number=O) are 
15 dissolved in 135 parts of benzene. 18 parts of 
concentrated hydrochloric acid (density----1.199) 
and l0 parts of nickel carbonyl are then added fo 
the solution having a temperature of.about 60 ° C. 
The warm mixture is agitated with acetylene 
2O as described in Example 1 until gas is no longer 
a.bsorbed. After cooling, the solid precipitated 
nickel chloride is removed by filtration and the 
solution is heated for 2 hours under reflux and 
with removal of the water liberated during the 
25 reaction, whereby the small quantity of free 
acrylic acid formed as a by-product is also esteri- 
fled. The solvent is then removed by distillation 
under reduced pressure, and the residual oil may 
0 be distilled under a high vacuum. After separat- 
ing a small amount of material which distils ini- 
tially, the new acrylic acid ester, a mixture of 
0 
CHrCH--C 
35 \ 
O--C H 
and 
O 
CHCII--C 
40 O--C,0H 
distHs under 0.I mm. pressure ai 145-169 ° C. and 
is a colorless mass af ter being cooled. The yield 
amounts fo 51 parts. 
Examle 11 
5 
70 parts of commercial ricinoleic acid are dis- 
solved in 135 parts of benzene heated af 50-60 ° C., 
then mixed with 18 parts of concentrated hydro- 
chloric acid (density=l.199) and l0 parts of nick- 
0 el carbonyl, and af the saine rime agitated with 
acetylene until gas is no longer absorbed. The 
cooled reaction liquid is flltered and then the 
acrylic acid formed as a by-product is esterifled 
by boiling the reaction liquid for 2 hours under 
5.5 reflux while removing water. 
After removing the benzene by distillation un- 
der reduced pressure there are obtained 77 parts 
of a pale brown oil which is gradua!ly converted 
into a viscous oil by heating if on the water bath 
60 in the presence of a polymerisation catalyst. The 
polymerisate still dissolves quite well in organic 
solvents, for example benzene. The chier constit- 
uent of the monomer corresponds fo the formula 
O 
65  
C H--(C H)--CH--C H--CHC H--(C H);--C 
--C--CHCH OH 
70 Examle 12 
A mixture, heated at about 40 ° C., of 90 parts 
of dodecylalcohol (boiling af 142-147 ° C. mder 
13 mm. pressure), 36 parts of concentrated hy- 
drochloric acid (density:l.199) and 20 parts of 
75 nickel carbonyl is agitated with acetylene under 
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n absolutepressure of-l? atmospheres of acety- 
lene .uu.t,il as is no loner:ab0rbed. Whe, n t2 
hours'ihave elapsed and 0ïf prts bYivoUmL of acetlene haye bçë n a.bsç l the reëf6n 
ceases. 
The react0n .prÇc 
the aqueous solution contang the 
..çRred and thc 
b!carboDae !n 
Gon if is recoended afr the treatment with 
the alke wasng liquid, fo add petroleum 
ether, a small quantity of concentrated sodium 
chlodde soluGon and  very small quanGty of 
phosphoric acid. 
e cde ester 
sodium sulfate and dlstllng off any added 
solvent under reduced pressure, in a yleld of 106.5 
par. 
For further RurcaMon the product may be 
fractlonally sGlled under a hlgh vacu. 
pe ester of the formula 
O 
OHOH--C 
boils ai II-138  C. under 0.0-0.15 mm. pressure. 
Itead of hydrochloric acld anhyous acetic 
acid may be used. 
()  parts of the acrylic acid montac acld 
ethylene glycol ester descrlbed in Example 9 are 
mixed wlth  par of the acrylic acld OEstearic 
acld glycerine ester descbed  Example 3 with 
heat and occional strg and heated, after 
the adoEtion of 0.04 part of beoyl Deroxide, ai 
95-I00  C. unGl the oil begins  become tcy 
liuid (about 3-9 minutes). 
e resulting polerisate is ieately dis- 
solved in 40 par of beene, and  flbrous ma- 
terl, for example, a cotton fabric is impregnad 
with the soluGon. The product remaing on the 
flber after evaporaGon of the solvent  after- 
polered by heatlng the tread material for 1 
hour, whereby a water-repellent esslng is pro- 
duced which is substantially unaffecd by wash- 
ing with aueous baths and by treaent wlth 
orgac solven. rtheore, the fabric 
nhed  this manner has a sort full feel. 
() A mture of 5 Rar of acrylic acld stearic 
acld ethylene glycol ester described  Example 
8 and 5 pas of the trlacrylic cld ester of 
hardened castor 
xed wle sGrdng and heaGng on the water 
bath th 0.i part of benzoyl peroxide, whlch is 
advantageously added in soluGon in  small 
quantity of beene. The resuing oil is then 
ssolved in i00 parts of benzene and a flbrous 
matedal, for example, cotton gaberdine or poplin, 
is then impregnated th the soluGon. ter 
squeeng the matedal and evaporatg e sol- 
vent, the maMal is heated for one hour at 120  
C., whereby the substance is poledsed on the 
flber and rendered lnsoluble. 
e fabrlc so tread has a war-repellent 
ish silar fo at of the mateMal treated as 
descMbed under («) above. 
Havg thus descrlbed the venGon, what 
claimed is: 
I. A process for the manufacture of an acrylic 
acid ester which compres treaGng acetylene 
with ckel carbonyl th the adGon of an acld 
and of a hydroxy compod which contalns ai 
leas$ one alcoholic hyoxy group and ai least 

one:carbon.che!n:-.wi.th t les !Z. 
in. t,he:pres.ence of.war d 
organic .solvent slec.ted Sr0m:e-grup .ç0pr 
ing Of hyflocarbo .of- the henzne-$er¢, hy.or 
5 crbons of :the .bene s¢ries and 
thereof. 
2..A prÇcs$ for he .anuf.acure_.of 
acid ester h$¢h c0Rriss rtng 
wih:n¢k¢l-¢arbonyl.With the addition of an id 
10 and of:dodeçyl,.alççol, in the Rresence of water 
and of a water-soluble organe solvent selected 
from the group.coff sf hyocarbons of the 
bne sris, hyocarbons .of the benzine .series 
15 3. A process for the manufacte of an acryc 
acid ester wch comprises treating acetylene 
with ckel carbonyl th the adtion of aque0 
hydrocoric acid, of a water-ioluble orgac 
solvent selected from the group comisting of hy- 
20 ooerbons of the benzene series, hyocarbons 
of the ine series and xtures thereof and of 
dodecyl alcohol under an acetylene pressure 
wch exceeds one atmosRhere. 
4. A process for the manufacture of an aclic 
25 acid ester wch comprises treating acetylene 
with nickel carbonyl th the adoEtion of an acid 
and of a partial ester of a polyhyic alcohol with 
an aliRhatic carboxylic acid containg ai least 
12 carbon ato, in the presence of water and 
Z0 of a water-insoluble organic solvent selected from 
the group comisting of hydrocarbons of the 
beene series, hydrocarbo of the beine series 
and xtures thereof. 
5. A process for the manufacte of an acryHc 
35 acid ester wch comprises treating acetylene 
with ckel carbonyl with the addition of an acid 
and of glycerine-monostearate,  the presence 
of water and of a water-insoluble orgac solvent 
selected from the group coisting of hydrocar- 
40 bore of the beene series, hyocarbons of the 
beine series and tures thereof. 
6. A process for the manufacture of an aclic 
acid ester which comprises treating acetylene 
th nickel carbol with the adtion of an acid 
45 and of steac acid-fl-hyoxyethyl ester, in the 
presence of water and of a water-soluble or- 
gac solvent selected fmm the grouR comisting 
of drocarbons of the benzene series, hyocar- 
bons of the benzine sees and mixtures thereof. 
50 7. A process for the manufacture of an acryc 
acid ester wch comprises treatg acetylene 
with nickel carbonyl with the adtion of an acid 
and of an ester of an aliphatic hydroxycarboxylic 
acid contang 18 carbon atoms, in the presence 
55 of water and of a water-insoluble orac solvent 
selected from the group consting of hyocar- 
bons of the beene seMes, hyocarbons of the 
benzine series and mixtures thereof. 
8. A process for the manoEacture of an acryEc 
60 acid ester which comptes treating acetylene 
with ckel carbonyl th the addition of an acid 
and of castor oil, in the presence of water and of 
a water-insoluble orgac solvent selected from 
the group coisting of hydrocarbom of the 
65 ene sexes, hydrocarbons of the beine series 
and xtures thereof. 
9. A process for the manufacture of an acrylic 
actd ester which comprises treating acetylene 
th nickel carbonyl with the adtion of an acid 
70 and of an ester of hardened ricinoleic acid, in the 
presence of water and of a water-ioluble 
orgac solvent selected from the group comist- 
ing of ocarbons of the beene series, dro- 
carbons of the benzine series and xtures 
75 thereof. 



2599424 

10. A process for the manufacture of an acrylic 
acid ester which comprises treating acetylene 
with nickel carbonyl with the addition of an acid 
and of hardened castor oil in the presence of 
water and of a water-insoluble organic solvent 5 
selected from the group consisting of hydrocar- 
bons of the benzene series, hydrocarbons of the 
benzine series and mixtures thereof. 
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